The asymmetric unit in the structure of the title compound, C 25 H 22 NO 2 + ÁBr À Á0.5CH 2 Cl 2 Á0.5H 2 O, comprises two pseudosymmetry-related cations, two bromide anions, a dichloromethane molecule and a water molecule of solvation. The two independent cations are conformationally similar with the comparative dihedral angles between the central pyridine ring and the three benzene substituent rings being 3.0 (2), 36.4 (1) and 24.2 (1) , and 3.7 (2), 36.5 (1) and 24.8 (1) , respectively. In the crystal, the cations, anions and water molecules are linked through O-HÁ Á ÁO and O-HÁ Á ÁBr hydrogen bonds, forming an insular unit. Within the cations there are also intramolecular N-HÁ Á ÁO hydrogen bonds. Adjacent centrosymmetrically related aggregates are linked by -stacking interactions between the pyridine ring and a benzene ring in both cations [ring-centroid separations = 3.525 (3) and 3.668 (3) Å ], forming chains extending across the ac diagonal. Voids between these chains are filled by dichloromethane molecules.
Related literature
For general background to the chemistry affording 2,6-bis-(2-hydroxyphenyl)pyridines, see: Huang et al. (2012 Huang et al. ( , 2013 ; Kireenko et al. (2013) Table 1 Hydrogen-bond geometry (Å , ). 
S1. Comment
Interest in dianionic tridentate ONO-type ligands has grown steadily over the past several decades due to their ability to stabilize unusual metal oxidation states and the coordination geometry around metal centers. As a part of our investigation on the synthesis of tridentate ligands (Kireenko et al., 2013; Huang et al., 2013 Huang et al., , 2012 The asymmetric unit comprises two independent ligand cations, two bromide anions, a dichlormethane and a water molecule of solvation (Fig. 1) . The cations are related by pseudotranslation (one half of the ab diagonal) and possess very similar geometrical parameters and conformations. The comparative dihedral angles between the central pyridine ring and the three benzene substituent rings are 3.0 (2), 36.4 (1), 24.2 (1)° and 3.7 (2), 36.5 (1), 24.8 (1)°, respectively for cations 1 and 2. Figure 2 represents the superposition of one independent cation with another shifted by x + 0.5, y + 0.5, z.
However, the bromide anions and the solvent water molecules do not satisfy this pseudosymmetry law.
In the crystal, the two crystallographically independent organic cations, the two bromide anions, and the water molecules are associated through moderately strong inter-species O-H···O and O-H···Br hydrogen bonds (Table 1) , forming an insular framework (Fig. 3) . Within the unit there are also intramolecular N-H···O hydrogen bonds. Adjacent centrosymmetrically-related aggregates are linked by π-π stacking interactions between the pyridine ring (N1-C31 in cation 1 and N2-C61 in cation 2) and a benzene ring (C11-C16 in cation 1 and C41-C46 in cation 2), giving ring centroid separations of 3.525 (3) and 3.668 (3) Å, respectively. This results in the formation of chains extending across the ac diagonal (Fig. 4) .
S2. Experimental
The precursor of the title salt, 2,6-bis(2′-hydroxy-5′-methylphenyl)-4-phenylpyridine, was obtained from 2-hydroxy-5-methylacetophenone via two parallel reactions: (a), condensation of the above acetophenone with benzaldehyde in the presence of NaOH and (b), iodination of above acetophenone in the presence of pyridine. The reaction of an equimolar mixture of the above intermediates with ammonium acetate led to formation of the precursor, with moderate yield.
NMR spectra of 2,6-bis(2′-hydroxy-5′-methylphenyl)-4-phenylpyridine: 52, 154.43, 151.93, 138.15, 132.17, 129.53, 129.20, 129.02, 128.29, 127.20, 121.36, 117.88, 117.76 Crystals of the title compound suitable for X-ray analysis were precipitated from the reaction of 2,6-bis(2′-hydroxy-5′-methylphenyl)-4-phenylpyridine with silicon tetrabromide in dichloromethane.
S3. Refinement
All hydrogen atoms on aromatic atoms (both C and N) and methyl groups were placed in calculated positions and refined using a riding model, with C-H = 0.95-0.98 Å, with N-H = 0.88 Å, and with U iso (H) = 1.2 U eq (C,N) or 1.5 U eq (C) for methyl H atoms. A rotating model was applied to the methyl groups. All hydroxy and water hydrogen atoms were found from difference Fourier syntheses and refined with U iso (H) = 1.5 U eq (O) and restrained O-H distances (SADI). Three outliers (-1 1 1, 0 1 1, 1 1 0) were omitted from the data set in the last cycles of refinement.
Figure 1
The asymmetric unit in the structure of the title compound, with displacement ellipsoids shown at the 50% probability level. Hydrogen bonds are shown as dashed lines.
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Figure 2 The result of superposition of one independent cation with another shifted by an x + 1/2, y + 1/2, z operation. Chains formed by π-π stacking interactions between aromatic ring systems in adjacent H-bonded frameworks.
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